In this paper, solution casting method is used to prepare the PP (polypropylene) non-woven fabric based composite film filled with silicon dioxide/polyvinylidene fluoride (SiO 2 /PVDF). The mechanical and thermodynamic properties of PP/SiO 2 /PVDF composites were studied by a uniaxial tensile test under different temperature and combustion experiment. It is found that the stress of PP/SiO 2 /PVDF composite film with 4 wt % SiO 2 is the maximum value, reaching 18.314 MPa, 244.42% higher than that of pure PP non-woven. Meanwhile, the thermal-mechanical coupling tests indicate that with the increase of temperature, the ultimate stress and strain of the composite decrease. At the same time, the thermal shrinkage property of the composite during the heating process is studied. The modified composite has good thermal stability under 180 • C. Scanning electron microscope (SEM), X-ray diffraction (XRD) and thermogravimetric (TG) were used to characterize the pore shape, distribution and crystal phase change of the composite. The modified PP/SiO 2 /PVDF composite film structure shows high strength and good thermal stability, and can better meet the requirements of strength and thermal performance of lithium-ion battery during the charging and discharging process.
Introduction
Polyvinylidene fluoride (PVDF) is a copolymer of vinylidene fluoride (VDF) homopolymer and other small amount of fluorine-containing vinyl monomer. It is a high-quality fluoropolymer with both fluororesin and general-purpose resin characteristic. PVDF is one of the most widely used polymer materials because of its excellent comprehensive properties.
First of all, the dielectric constant of PVDF film is relatively high. PVDF piezoelectric film is a new type of polymer sensitive material, which can be applied in actuators [1] , sensors [2] , memory [3] and simulation muscles. Zhu J et al. [4] prepared PVDF/TiO 2 nanofiber piezoelectric material by electrospinning and assembled a sensor with sensor unit. The results show that the sensor has high sensitivity and will meet the requirements of high signal-to-noise ratio detector for deep exploration. Moreover, its low frequency cut off frequency is 3 Hz, which is better than that based on piezoelectric ceramics.
Secondly, PVDF is one of the main materials of fluorocarbon coatings [5] , which can be used outdoors for a long time without aging and maintenance. Generally, it can be used in power stations, airports, highways, construction, car decoration and other fields.
cycling performance, which indicates that the membrane may be used as the separator of high performance lithium-ion battery. Therefore, in this paper, static mechanical properties and heat resistance of SiO 2 /PVDF composites have been studied to further develop other scholars' research aimed at permeability, hydrophobic and aging resistance [12] . The SiO 2 /PVDF and non-woven (PP) PVDF composites are prepared by solution casting; the mechanical properties of the composites are studied by a uniaxial tensile test. The thermal shrinkage and combustion properties of the composites are analyzed by high temperature environment or combustion experiments. The microstructure of the composite is characterized by scanning electron microscopy (SEM), X-ray diffraction (XRD), energy dispersive spectrometer (EDS), thermogravimetric (TG), etc. The composite material prepared by this process has the advantages of higher strength and thermal stability.
Materials and Methods

Materials
The materials used in the experiment were PVDF, SiO 2 , N, N-dimethyl formamide (DMF, AR) and silane coupling agent (KH550, AR). PVDF was purchased from Shanghai O-Fluorine Chemical Technology Co. Ltd. (Shanghai, China). SiO 2 with a 200 nm average diameter was purchased from Xilong Scientific Co. Ltd. (Shantou, China). and polypropylene non-woven fabric (PP, Shengye Co. Ltd., Jinhua, China, surface density 40 g/m 2 ). Powder materials such as PVDF need to be dried in the oven before application. The chemicals were used without further purification in this work.
Preparation of Composite Films
The preparation process, pattern, form and size of composite materials are shown in Figure 1 . The manufacturing equipment for composite samples was found in our previous work [17] . In this paper, PP/SiO 2 /PVDF composite was prepared by solution casting method. First, PVDF powder was dried in a drying oven, then added into the DMF solution, and dissolved by using a magnetic stirrer (MYP11-2, Chijiu Co., Shanghai, China). Second, a certain amount of silica powder was added to the liquid mixture and stirred at 60 • C for 3 h. Ultrasonic oscillator (ps-25t Jarcon Co., Ltd., Shenzhen, China) was used to disperse the silica powder for 10-15 min. In this experiment, two cycles of strong mixing and ultrasonic vibration were used to obtain the fully mixed solution for next step. Third, the polypropylene non-woven fabric was placed in the mold, and the flat surface was coated with the solution prepared in previous step. Finally, heat and dry the material in a drying oven.
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Preparation of Composite Films
The preparation process, pattern, form and size of composite materials are shown in Figure 1 . The manufacturing equipment for composite samples was found in our previous work [17] . In this paper, PP/SiO2/PVDF composite was prepared by solution casting method. First, PVDF powder was dried in a drying oven, then added into the DMF solution, and dissolved by using a magnetic stirrer (MYP11-2, Chijiu Co., Shanghai, China). Second, a certain amount of silica powder was added to the liquid mixture and stirred at 60 °C for 3 h. Ultrasonic oscillator (ps-25t Jarcon Co., Ltd., China) was used to disperse the silica powder for 10-15 min. In this experiment, two cycles of strong mixing and ultrasonic vibration were used to obtain the fully mixed solution for next step. Third, the polypropylene non-woven fabric was placed in the mold, and the flat surface was coated with the solution prepared in previous step. Finally, heat and dry the material in a drying oven. Based on our preliminary study, a perfect morphologic integrity and a smooth surface of PP/PVDF were maintained when the mass ratio between PP and PVDF was 10 wt %, leaving SiO 2 as a variable with mass fraction 2 wt %, 4 wt %, 6 wt % and 8 wt %. The thermal-mechanical coupling experiment was carried out after cutting the sample properly.
Materials Characterization
The uniaxial tensile tests were carried out with Zwick Roell (Ulm, Germany) tensile tester. The thermal properties of the composites were analyzed by uniaxial tensile test under different temperatures and thermogravimetric analysis (TG, PerkinElmer, Waltham, MA, USA). The microstructure of the composite was observed by a scanning electron microscope (SEM, Oberkochen, Germany) and energy disperse spectroscopy (EDS, Oberkochen, Germany).
Results
Analysis of Mechanical Properties of Composite Materials
Uniaxial Tensile Mechanical Properties of PP/SiO 2 /PVDF Composites
The lithium-ion battery will release heat in the process of application, meanwhile, the separator shows corresponding expansion and contraction. If the tensile strength of separator can not satisfy the requirement, it can break and resulting short-circuit of the battery. The key problem to improve the comprehensive properties of modified PP/SiO 2 /PVDF composite membrane is to combine the advantages of different materials. In this part, uniaxial tensile test was carried out using a Zwick Roell universal testing machine at room temperature according to the ASTM D 882-2012 standard. After preparation as mentioned before, the composites materials was cut to a sample with the size of 150 mm × 10 mm, and the thickness of the sample was measured with a screw micrometer. The length of the test area was 50 mm, as shown in Figure 1 . Before the tensile test, the effective test area of the sample (length 50 mm) was marked, then, two ends of the sample was loaded by a tensile rate 5 mm/min. Five tests was carried out on each modified composite sample, and the stress and strain data of the test was recorded by the testing machine.
As shown in Figure 2 , the samples collected after the test are uneven. There were different forms of radians at the fracture surfaces, and some white filaments connecting the two fracture surfaces after the test could be observed. This is mainly due to the fact that PP non-woven fabric is composed of directional or random fibers, which are prepared by high temperature melting, spinning, hot pressing and other processes. The tensile ductility was relatively large, and the spinning could be observed by the microscope clearly. Based on our preliminary study, a perfect morphologic integrity and a smooth surface of PP/PVDF were maintained when the mass ratio between PP and PVDF was 10 wt %, leaving SiO2 as a variable with mass fraction 2 wt %, 4 wt %, 6 wt % and 8 wt %. The thermal-mechanical coupling experiment was carried out after cutting the sample properly.
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Analysis of Mechanical Properties of Composite Materials
Uniaxial Tensile Mechanical Properties of PP/SiO2/PVDF Composites
The lithium-ion battery will release heat in the process of application, meanwhile, the separator shows corresponding expansion and contraction. If the tensile strength of separator can not satisfy the requirement, it can break and resulting short-circuit of the battery. The key problem to improve the comprehensive properties of modified PP/SiO2/PVDF composite membrane is to combine the advantages of different materials. In this part, uniaxial tensile test was carried out using a Zwick Roell universal testing machine at room temperature according to the ASTM D 882-2012 standard. After preparation as mentioned before, the composites materials was cut to a sample with the size of 150 mm × 10 mm, and the thickness of the sample was measured with a screw micrometer. The length of the test area was 50 mm, as shown in Figure 1 . Before the tensile test, the effective test area of the sample (length 50 mm) was marked, then, two ends of the sample was loaded by a tensile rate 5 mm/min. Five tests was carried out on each modified composite sample, and the stress and strain data of the test was recorded by the testing machine.
As shown in Figure 2 , the samples collected after the test are uneven. There were different forms of radians at the fracture surfaces, and some white filaments connecting the two fracture surfaces after the test could be observed. This is mainly due to the fact that PP non-woven fabric is composed of directional or random fibers, which are prepared by high temperature melting, spinning, hot pressing and other processes. The tensile ductility was relatively large, and the spinning could be observed by the microscope clearly. The uniaxial tensile stress-strain curve of PP/SiO 2 /PVDF composite is shown in Figure 3 . From the whole curve, it can be seen that the curve conforms to the description of classical elastic-plastic curve. Table 1 shows the stress-strain values of pure PP non-woven, PP/PVDF and PP/SiO 2 /PVDF composites. The maximum stress and tensile strain of pure PP non-woven were 7.49 and 1.221 MPa, respectively. The maximum stress of PP/PVDF composite increased to 11.661 MPa, but the maximum strain decreased to about 0.428. In our previous research [17] , it is found that the SiO 2 filler can enhance the mechanical properties of PVDF polymer and improve the porosity. Similarly, the mechanical properties of PP/SiO 2 /PVDF modified by SiO 2 nano-particles increased significantly. Especially when the content of SiO 2 was 4 wt %, the maximum stress of PP/SiO 2 /PVDF was 18.314 MPa, which was 244.42% higher than that of pure PP. However, in case of a larger content of SiO 2 (>4 wt %), the maximum stress and strain of the composite decreased with the increasing of content of SiO 2 .
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The results indicate that SiO 2 particles could improve the load-bearing capacity of the composite, and make it possible to work in a relatively high temperature environment. 
Thermal Stability Analysis
Thermal stability of the composite is very important for its safe and stable application in lithium-ion batteries [16] . Figure 5 shows the thermal shrinkage properties of pure PP non-woven, PP/SiO2/PVDF composites and SiO2/PVDF films at different temperatures. After heat treatment at 120 °C for 0.5 h, there was no obvious shrinkage of the four types of composites (PP, PP/PVDF, PP/SiO2/PVDF and SiO2/PVDF). When the heat treatment temperature reached 150 °C, pure PP non-woven fabric appeared to be edge buckling, the heat shrinkage was close to 20%, and the color did not change, as shown in Figure 5a . The other two materials had basically no change in size, but the color gradually became yellow. When the temperature increased to 170 °C, the heat shrinkage of pure PP non-woven increased to 50% of original sample obviously, which could not keep the original square shape. The volume of the PP/SiO2/PVDF (4 wt %) composite began to shrink, as shown in Figure 5c . When the temperature increased to 180 °C, pure PP non-woven fabric disappeared after complete thermal decomposition, the shrinkage of the PP/SiO2/PVDF (4 wt %) composite also reached about 50%, and the surface buckled and hardened. SiO2/PVDF composites bent at 180 °C. However, the volume did not shrink significantly. Some samples could not keep the square shape. This can be attributed to the high temperature resistance of SiO2 nano-materials, which can resist the thermal weight loss at a certain temperature. 
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After the test of high temperature heating in the previous step, we further carried out the flame combustion test. A similar phenomenon was found in the combustion test [18]. The combustion properties of different composites are shown in Figure 6 . When approaching the flame, PP non-woven material shrunk immediately and burnt completely within 3 s. The SiO 2 /PVDF material in Figure 6c had excellent flame retardant performance and could not be ignited at the end of the experiment. Especially when SiO 2 was added, the combustion of the composite would be inhibited greatly. It was found that combustion of PP/SiO 2 /PVDF composites was greatly hindered by the presence of SiO 2
Polymers 2020, 12, 481 7 of 13 and PVDF particles. The duration from close to the flame to the start of combustion was close to 26 s. This obviously helped to reduce the risk of combustion of the battery separator due to a high temperature.
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Microstructure Characterization
SEM and EDS Analysis
Microscopic imaging, i.e., SEM, can be used to study the geometrical characteristics of microstructures of samples. In order to investigate the composition of the composite and observe the dispersion and mixing of SiO2 particles in PP/PVDF matrix, SEM observation was carried out on the sample. Figure 8a -b depicts the SEM image of the composite surface of pure PP non-woven fabric. It can be seen from the figure that pure polypropylene was randomly arranged to form a fiber network structure, and partially compressed into a slightly compact sheet. As a result, there were a lot of holes on the surface of pure PP non-woven fabric. SiO2 particles with a particle size between 150 and 250 nm were evenly distributed on the surface of the membrane after pouring and modifying SiO2/PVDF solution, as shown in Figure 8c . The surface was rough, meanwhile, some fibers had slight wrinkles. The results show that SiO2/PVDF composite was fixed on PP non-woven fabric perfectly. 
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The distribution of different elements in a certain area of the sample can be obtained by EDS, i.e., characterizing the two-dimensional distribution of X-ray intensity by using the scanning observation device. Figure 10 Figure 10b , the mass ratios of O, Si, C and F were 3.16%, 5.71%, 38.71% and 52.42%, respectively. C and F were the main elements of the composite resulting obvious wave crest and high content. Si was the main element of SiO 2 , and its content was also reasonable according to the experimental design. The distribution of different elements in a certain area of the sample can be obtained by EDS, i.e., characterizing the two-dimensional distribution of X-ray intensity by using the scanning observation device. Figure 10 is an EDS image of the PP/SiO2/PVDF composite filled with 4 wt % SiO2. The analysis of the element composition indicates that (a) the composite material mainly contains the O, Si, C and F element and (b) the element distribution of each map in the observation area is relatively uniform. At the same time, the existence of SiO2 nanoparticles on the surface of the film could be confirmed by the Si mapping image. According to the test results in Figure 10b , the mass ratios of O, Si, C and F were 3.16%, 5.71%, 38.71% and 52.42%, respectively. C and F were the main elements of the composite resulting obvious wave crest and high content. Si was the main element of SiO2, and its content was also reasonable according to the experimental design. The distribution of different elements in a certain area of the sample can be obtained by EDS, i.e., characterizing the two-dimensional distribution of X-ray intensity by using the scanning observation device. Figure 10 is an EDS image of the PP/SiO2/PVDF composite filled with 4 wt % SiO2. The analysis of the element composition indicates that (a) the composite material mainly contains the O, Si, C and F element and (b) the element distribution of each map in the observation area is relatively uniform. At the same time, the existence of SiO2 nanoparticles on the surface of the film could be confirmed by the Si mapping image. According to the test results in Figure 10b , the mass ratios of O, Si, C and F were 3.16%, 5.71%, 38.71% and 52.42%, respectively. C and F were the main elements of the composite resulting obvious wave crest and high content. Si was the main element of SiO2, and its content was also reasonable according to the experimental design. 
XRD Analysis
The properties of materials are strongly dependent on the arrangement of atoms. As for PVDF prepared by different experimental methods, five kinds of crystalline phases have been extensively observed and studied. XRD is the main method of the crystal phase analysis. XRD and related MDI jade V6.5 software analysis results of PVDF and PP/SiO 2 /PVDF are shown in Figure 11 . Based on the XRD results and the basic type of elements in composites, appropriate data in the PDF card was selected and compared with the XRD results, as shown in Figure 11a . The peaks of 2θ = 14.187 • , 17.054 • were found in the material PDF cards corresponding to PP, and 2θ = 42.464 • corresponded to SiO 2 . The diffraction peaks of PVDF were observed at 2θ = 18.469 • and 26.586 • , indicating the existence of an α crystals phase. Generally, the existence of β crystal was coincident with the wave peak at 2θ = 20.827 • and 36.322 • . Compared with the XRD curve of pure PVDF, the crystal phase of PVDF containing PP and SiO 2 had not changed. prepared by different experimental methods, five kinds of crystalline phases have been extensively observed and studied. XRD is the main method of the crystal phase analysis. XRD and related MDI jade V6.5 software analysis results of PVDF and PP/SiO2/PVDF are shown in Figure 11 . Based on the XRD results and the basic type of elements in composites, appropriate data in the PDF card was selected and compared with the XRD results, as shown in Figure 11a . The peaks of 2θ = 14.187°, 17.054° were found in the material PDF cards corresponding to PP, and 2θ = 42.464° corresponded to SiO2. The diffraction peaks of PVDF were observed at 2θ = 18.469° and 26.586°, indicating the existence of an α crystals phase. Generally, the existence of β crystal was coincident with the wave peak at 2θ = 20.827 ° and 36.322°. Compared with the XRD curve of pure PVDF, the crystal phase of PVDF containing PP and SiO2 had not changed. 
Conclusions
PP has the advantages of a low price, no pollution and high porosity. However, the degradation speed of PP non-woven fabric leads to a short service life, poor thermal stability and mechanical properties. It can not be directly used in an ion battery. PVDF has been used in liquid filtration due to its high filtration precision, long service life, strong anti pollution ability and stable product performance. In this paper, a PP/SiO2/PVDF composite was prepared by using PP non-woven fabric as the matrix, which had the following characteristics:
(1) PP/SiO2/PVDF had high tensile strength. The stress-strain relationship of the composite was obtained by a tensile test. When SiO2 content was 4 wt %, the maximum stress was 18.314 MPa, which was 244.42% higher than that of pure PP non-woven fabric (7.493 MPa). The maximum strain of the modified composite decreased to 0.294.
(2) It was found that temperature had a great influence on the mechanical properties of the composite through the thermal-mechanical coupling experiment. The stress and strain decreased with the increase of temperature. At room temperature, 50 and 80 °C, the stress of the PP/SiO2/PVDF (4 wt %) composite was 18.314, 12.303 and 12.254 MPa, respectively. The tensile properties of composites with 4 wt % content at different temperatures were still better than those of other samples.
(3) The SiO2/PVDF mixture could be well attached to the surface of non-woven fiber and form a package, with good dispersion and no agglomeration. After modification, the macropores of pure PP non-woven had changed into uniform small pores, which was beneficial to improve the quality of water filtration or infiltration capacity of lithium ion during battery charging and discharging. 
PP has the advantages of a low price, no pollution and high porosity. However, the degradation speed of PP non-woven fabric leads to a short service life, poor thermal stability and mechanical properties. It can not be directly used in an ion battery. PVDF has been used in liquid filtration due to its high filtration precision, long service life, strong anti pollution ability and stable product performance. In this paper, a PP/SiO 2 /PVDF composite was prepared by using PP non-woven fabric as the matrix, which had the following characteristics:
(1) PP/SiO 2 /PVDF had high tensile strength. The stress-strain relationship of the composite was obtained by a tensile test. When SiO 2 content was 4 wt %, the maximum stress was 18.314 MPa, which was 244.42% higher than that of pure PP non-woven fabric (7.493 MPa). The maximum strain of the modified composite decreased to 0.294.
(2) It was found that temperature had a great influence on the mechanical properties of the composite through the thermal-mechanical coupling experiment. The stress and strain decreased with the increase of temperature. At room temperature, 50 and 80 • C, the stress of the PP/SiO 2 /PVDF (4 wt %) composite was 18.314, 12.303 and 12.254 MPa, respectively. The tensile properties of composites with 4 wt % content at different temperatures were still better than those of other samples.
(3) The SiO 2 /PVDF mixture could be well attached to the surface of non-woven fiber and form a package, with good dispersion and no agglomeration. After modification, the macropores of pure PP non-woven had changed into uniform small pores, which was beneficial to improve the quality of water filtration or infiltration capacity of lithium ion during battery charging and discharging.
(4) The PP/SiO 2 /PVDF composite had good thermal shrinkage. It was found that the addition of SiO 2 could improve the resistance to deformation under high temperature and stability of the composite. The TG-DTG curve also shows the effect of SiO 2 on melting point and thermal weightlessness of the material.
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